"APPROVED FOR RELEASE: 06/12/2000 CIA-RDP86-00513R000308630003-8 


* Synthesis of Aliphatic-Aromatic Silanes wri 
“Their Dehydrogenation 


ASSIS TATTANS 


SUBMITTED: 


Cara 4/4 


nroducets. Work dealing with the select 
catalysts for dehydrogenation of 2 
Silanes is being continued. The aut 
gratitude to T. K. Lavrovskaya for 
There are 10 references, © Soviei, 
The U.S. veferences are: Hurd, b., d. 

67, 155 (1945); Roland, P., Marquardt, K. 

Anal. Chem., 23, 629 (1951). 

RU. UD. Zelinskly Tastitute of Organic Chemistry of the 
Academy of Seiences of the USSR (Institut organichesiay 
Yhimii imeni N. D. Zelinskogo AN SSSR) 


January 21, 1959 


APPROVED FOR RELEASE: 06/12/2000 CIA-RDP86-00513R000308630003-8" 


"APPROVED FOR RELEASE: 06/12/2000 CIA-RDP86-00513R000308630003-8 


5.3600 
AUTHORS: 


TITLE: 


PERIODICAL: 


ABSTRACT: 


Card 1/7 


71355 
SOV/79-30-2-6/78 


Petrov, A. D., Chernyshey, Ye. A., Dolgaya, M. Ye., 
Yegorov, Yu, P., Leytes;—h--4#-— 


Addition of Silanes to Alkenylbenzenes in the Presence 
of Chloroplatiniec Acid 


Zhurnal obshehey khimli, 1950, Vol 30, Nr 2, pp 376- 
333 (USSR) 


The authors effected addition of trichlorosilane and 
alkyldichlorosilanes to styrene, allylbenzene, and ys 
butenylbenzene by using chloropiatinic acid as a 
catalyst (1 ml of 0.1 M solution in isopropyl alcohol 
per 1.2 mole each of silane and alkenylbenzene. The 
reaction was performed at 30-40 » ina four-neck round- 
bottom flask, provided with a stirrer, reflux condenser, 
thermometer, and a dropping funnel (for slow and con- 
tinuous addition of the alkenylbenzene). While addi- 
tion of trichlorosilane results in only one product, 

the methyl- and ethyldichlorosilanes produce two isomers 
each 
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phenylbutyltriethylsilane (op 106° (2 mm), ie 1.4922, 
te 0.8862). Raman spectra of all the listed compounds 


(and 4 other derivatives) were taken. The spectra of 
Aikenylbenzenes with straight (> 8, (CHa) ,C 65: n= 


=1,2,3,4) and branched (> SicH(CH,) (CH) ,°6Hs» n= 0,1, 


2) chains show a marked aifference which can help 
aifferentiate between the two types. The compounds con- 
taining straight chain alkyl groups have two lines 

(~ 1,185 and ~ 1,207 em) in the region 1,180-1,210 


em a whose frequency and intensity do not depend upon 
the length of the chain. The compounds of the second 
only one line in this region, whose frequency 
ity depend upon the value of n. Increase in 
nd raises the intensity of the 
line. ana 7 references, 2 Soviet, 
1 Japanese, 4 U.S. 
Burkhard, R. H. Krieble, Jd. 
card 6/7 (1947); Ch. A.» 49, 14377 
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wm. 81708 
3/020 60/152/05/35/089 
po11/B12 
572700 (2B) 
AUTHORS: _ petrov, Ac Dos corresponding Member AS USSR, 


Cherny shev, Yeo Aoy Li Guan-lian 
TITLE: The Interaction of Silicon Hydrides With a= and Bechloro= 
paphthalene and With p-Dichlorobenzent The pyrolysis\ of 
Ethyl Chiorosilanes in the presence of arylchlorides 


PERIODICAL: poklady Akademii nauk SSSR, 4960, Vol« 432, Noo ds 
PPe 4099 - 4102 ‘ 


TEXT: The authors gtudied the condensation of the above compounds at 
pigh temperature- The possibility of the formation of pebisa(trichloro~ 
f 


silyl )-benzene the basis of goheme A» and © 
phenyldichloros chlorobenzene on the 
pasis of 
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81705 
The Interaction of gilicon Hydrides With a= and 3/020 60/132/05/35/069 
g-Chioronaphthalené and With p-Dichlorobenzen?: po11 /B126 
The pyrolysis of Bthyl Chlorosilanes in the Presence of arylchlorides 


ghloride (or nothyitrichlorosilane) (II) takes place (a8 with other 
aryichiorides ) beside the formation of ‘aphthylsilenoobloride. The 
silicon nydrides react with chioronaphthalenes at a lower temperature 
than with chlorobenzenes Reaction I prevails over reaction Il (Table 1). 


a- and gechloronaphthelene at 640°. The yield of genaphtbylmethyla’- 
chlorosilane 465 4if, and that of genaphthyltrichloross *5%? was 51% ° 
The naphthylchlerosilance obtained were methylated by CHMgBre The yield 


and physical data of the products obtained are given tt follows fron 
the absorption spectra that, when qechi oronaphthalene ig used, only 
qenaphthylonlorossiané is produced, and when g-chloronaphthelons is 
used, only g-naphthylchiorosi} 6° is produced. Thus, no jgomerization 


ocours on the c-C1 bond. The reaction of silicon hydrides with p-di- 
chlorobenzene in benzens medium was carried out under aifferent ratios ie 
of the components» The reaction products and the yields are givens The 
pia-(chlorosilyl )~bensenes obtained were methylated, and have shown 
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the Interaction of silicon Hydrides With a- and 3/020 60/132/05/35/069 
g-Chloronaphthalené and With p-Dichlorobenzene> po11/B1 26 

Me Pyrolysis of Ethyl Chlorosilanes in the Presence of Arylchlorides 


themselves to be 4aentical on the use of both HSiCl , and GH,SiHC1 >> 


Thus the reaction occurs also in this case only on the G-Cl bond, and 
without isomerization (Table 4)- The products obtained are explained by 
pyrolytic decomposition of ethyldichlorosil.ane above 550°C, and by the 
reaction of the resulting radicals (Table 2)> chlorobenzene reacts with 
athyltrichlorosilane and aiethyldichlorosilane 68 well. 29% phenyltri~ 
chlorosilane and 5% phenyl dichlorosilans respectively, and 6% phenyi= 
ethyldichlorosilane and 5 aiphenyldichlorosilan® were formed 21% \ 
s enaphthylethyldichloross 1 ane and some 30% aenaphthyltrichlorosilane Wi 
were formed from the reaction of ethyldichlorosilane with acchloro- . 
naphthalene (1 3'2)> There are 2 figures, 2 tables, and 5 referenced: 

4 Soviet and 2 British> 
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PHASE I BOOK EXPLOITATION sow /5606 


Petrov, Aleksandr Dnitriyevich, Vladimir Florovich Mironov, Vasilly Andreyevich 
Ponomarenko » and Yevgenly Andreyevich Chernyshev 


Sintez icremniyorganicheskilch monomerov (Synthesis of Organosilicon Monomers ) 
Moscow, Izd-vo AN SSSR, 1961. 550 p. Errata alip inserted. 4,500 copies 
printed. - 


Sponsoring Agency: Akademiy® nauk SSSR. Institut organicheskoy khimii in. 
N., D. Zelinskogo. 


Resp. Bd.: A, Ve Topehiyev, Academician; Ed. of Publishing House: lL. 8. Povarov; 
Tech, Eds.: V- G, Laut and I. A, Streletskly. 


PURPOSE: This pook is 4ntended for chemists and graduate students of chemistry 
and related fields and may be used as & handbook by engineers interested in 
the synthesis and properties of polymeric materials. 


COVERAGE: The book gives the results of the authors! research on the synthesis 
of monomeric organosilicon compounds and reviews data published through 1960 
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Synthesis of Organosilicen Nonomers gov /5606 


on methods of synthesis and properties of the more {mportant and widely used 
organosilicon monomers. The Introduction and Chs, I, II, and IV were written 
py A. D. Petrov; Ch, II and Part III by Ye. A. Chernyshev; Ch. .V, jointly 
py Chernyshev and Mironov; Part IT by v. F, Mironov; and Part IV by V. A. 
Ponomarenko. The Gpnclusion was written by Petrov, Mironov, and Chernyshev. 
The authors thank R. Kh. Freydlins, Corresponding Member, AS USSR, and 

M. G, Voronkov, Candidate of Chemical Sciences. There are 12 references: 

92 Soviet, \) English, 1 Italian, © French, and 3 German. 


TABLE OF CORTERTS: 

Foreword : k 

Introduction 5 
PART I, INTRODUCTION TO THE CHEMISTRY OF ORGANOSILICON COMPOUNDS 


Ch, I, Indications of Similarities and Differences in Organic and 


Organosilicon Compounds nh) 
References a1 
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Ch, Il. Methods of Synthesis and Properties of Monomeric Organosilicon 
c 


ompounds ; 

Organometallic, catalytic, and pyrolytic methods of 

synthesizing organosilicon compounds 

Tonic reactions of alkyl- and trialkylsilanes 

Radical reactions of alkenylsilanes 

Additicn of hydrosilanes (compounds with Si - H bond) to 

unsaturated organic and organosilicon compounds 
References 


ch, ItI., Direct Synthesis of Organchalosilanes 
1, ‘Ideas on the mechanism of direct synthesis 
2, The effect of the composition and methods of preparation 
on the course of direct synthesis 
3. 
k. 
Se 
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ad) Gbtaining by direct synthesis organochlerosilanes with 
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f) Utilization of aieshols, phenols, and simple esters in 
direct synthesis 64 
Table 5; Compyunds used in the direct synthesis reaction 65 
References 7 
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Mow kfaz 


APPROVED FOR RELEASE: 06/12/2000 CIA-RDP86-00513R000308630003-8" 


"APPROVED FOR RELEASE: 06/12/2000 


Synthesis of Organosilicon Monomers 


5. 

presence of metal halides 
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Catalytic synthesis of organosilicon compounds in the 


of Organosilicon Compounds With 


Carbon-Containing Functional Groups 


References 


PART II. 
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SYNTHESIS AND PROPERTIES OF 
ORGANOSILICON COMPOUNDS 


-Ch, VI. Methods of Synthesizing Unsaturated Organosilicon Compounds 


i. 
26 


Direct synthesis of 
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condensation of hydrosilanes 
derivatives 
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2, Properties of alkynylsilanes 235 
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References 281 
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liquid phase 315 
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2, Interaction of hydrosilanes with aromatic compounds in the 


liquid phase in the presence of catalysts . 319 
Discussion of the possible mechanism of the reaction 324 
3, High-temperature condensation of hydrosilanes with aryl chlorides 
4n the gaseous phase 326 
Mechanism of the high-temperature condensation of hydrosilanes 
with aryl chlorides 332 
4. The reaction of di- and polysilenes with aromatic compounds 333 
5. The interaction of hydrocarbons and chlorosilanes in the 
presence of catalysts 334 
6. Disproportionation reactions of aryl- and arylalkylsilanes 335 
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S/661/61/000/006/025/081 
D205/D302 


AUTHORS : Chernyshev, Ye. A., Mironov, V. F. and Petrov, A. D. 
Sa ae 
TITLE: Relative reactivity of carbofunctional silico-organic 
compounds with functional groups in the «-, 8- and ~~ 
: position with respect to the silicon atom 
Soe “, ie : Rs 
SOURCE: ' Khimiya i prakticheskoye primeneniye kremneorganiches- 
kikh soyedineniy}; trudy konferentsii, no. 6, Doklady, 
diskussii, resheniye. II Vses. konfer. po khimii i prakt. 
prim. kremneorg. soyed., Len. 1958. Leningrad. Izd-vo 
AN SSSR, 1961, 119-122 


TEX®; The influence of the position of the functional group was 

studied in three series of compounds: 2si - (CH, ) C1 (2), S8i(CHy), 

CH = CH, (II) and Si (CHy) 4 +CgHs (III). In compounds of type (I) 

and (III) the reactivity is always influenced by nucleophilic rea- : 

gents in the same manner: The most reactive are the 8-compounds, 1 
— 
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then the &-compounds and the r-compounds in this order. By action 

of electrophilic reagents another reactivity series of the com- 

pounds was observed: B>/ Me This is also true for silico-olefines. 

In radical reactions the reactivity sequence of the compounds 18 

NX> 98. This behavior indicates a conjugation effect between the 

Si-C bond and the functional group. This effect is confirmed also 

by a series of physical features of the compounds having the func- 
tional group in the B-position. The magnitude of the conjugation 

effect depends on the other groups or atoms bonded to the silicon 

atom. In usual conditions it is impossible to perform the addition 

of GCl,, CHCl., HSi¢l, or aldehydes to R,SiCH,CH = Ci, while the 

same addition to C1,5iCH,CH = CH, proceeds easily. Thus, the conju- 
gation effect is almost non-existent in the latter case. A. L. Kle- 
panskiy (VNIISK, Leningrad), Ya. I. Mindlin (Moscow) and R. Kh. | 
Preydlina (INEOS AN SSSR, Moscow) took part in the discussion, its -. 
main theme being the nature of the effect betyeen the substituents — 
in the 4-, 8- and (7-positions and the Si atom. 
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ASSOCIATION: Institut organicheskoy khimii AN SSSR, Moskva (In- 
stitute of Organic Chemistry of the AS USSR, Moscow) | 
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£4100 290 114 7 oe B117/B208 
. AUTHORS: - Yegorov, Yu. Pe; Leytes, L. hee Tolstikova, N. G., 
Bt .- .' Chernyshev, Ye. Ae ot 4 ey, 
; TITLE: | - . Spectroscopic investigation.of the effect of the silicon atom 
ree 0° 2 OR multiple bonds in molecules of organosilicon compounds 


| PRRIODICAL:, . Izvestiya Akademid nauk gSsR. Otdeleniye khimicheskikh 
ye nauky 10. 34 1961, 445-454 


- - TEXT: The: present paper continues a previous study (Ref. 1: A. D- Petrov, 
+ yu. P. Yegorov, V. F. Mironov, G. I. Nikishin, A. A. Bugorkova, Izv. ae j 
" AN SSSR. Otd. khim. n- 1956, 50; Ref. 2: Yu. P. Yegorov, Ye. A. Chernyshev, v/ 
’ Materialy X Vsesoyuznogo soveshchaniya po spektroskopii, Izv. L'vovskogo \ 
_ gos. un-ta t. 1, 1957, str. 390) on physical and chemical properties of 
. organosilicon compounds with multiple bonds in different positions to the - 
silicon atom. In particular, some para-substituted benzene derivatives 
; with B and positions of the silicon atom to the aromatic ring were 
studied. The Raman speotra of the following compounds were taken: 
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Furthermore, the ultrared spectra were taken of compounds (I), (11), (V), 
(VI), as well as of compounds with %\-position of silicon to the ring 


ge 

(CH,) 50 ie $1(CHs), (VII) 

(cz,),si-f ‘0% (VIII). 
1 Ne! Hg 


P_trimethyl-silyl-tert-butyl benzene. was obtained from p-chlore-tert- 

butyl benzene and trimethyl chloro silane by the reaction of Wiirtz-Fittig, 
and p-tri-methyl-silyl-triethyl-f-phenyl-ethyl silane by the Grignard F 
reaction. All other silicon hydrocarbons were also prepared in tetra- V 
hydrofuran under the same conditions. Properties and yields of the 
resultant compounds are given in fable 5. Silicon-containing aromatic 
ketones were obtained by a method described in Ref. 19 (Ye. A. Ghernyshev, 
E. N. Klyukina, A. D. Petrov, Izv. AN SSSR. Otd. khim. n. 1960, 16015 

The Raman spectra were taken with an wen -51 (ISP-51) device. The line 
intensity in the maximum was measured photometrically with a cyclohexane 
scale and by the method of the internal standard (CCl, was used as internal 
standard). An anomalous reactivity, as compared to compounds with ~ and 
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positions of the silicon atom, was observed in compounds with B-position 
of the silicon atom to the ring. The intensity of the lines assigned to 
symmetric vibrations of the system ssi-¢ as oe X in the Raman spectrum 
increases. In ultraviolet spectra recorded with an “t-4 (SF-4) spectro- 
photometer, an increase in intensity and a bathochromic band shift is 
observable. The exaltation of MRp (molecular refraction) increases. In 
systems > Si- C —C =C and Ssi - ¢ ~ X, a specific mutual 
influence between the multiple bonds or the aromatic ring and the 
complicated electron shell of the silicon atom in the valence state occurs. 
This effect is possibly enhanced by the steric configuration of the system 
oe As may be seon from the models by Stuart and Briglebd, 

a structure is possible in these systems with the atoms 1 and 4 located so 
closely that van der Waal's radii overlap each other. Conclusions on this 
effect in compounds of different series may be drawn only after further 
studies of the line intensities and chemical properties. Mention is made 
of Ye. A. Chernyshev, M. Ye. Dolgaya, A. DB. Petrov, V. M. Tatevskiy, 

P. P. Shorygin, B. A. Kazanskiy, V. T. Aleksanyan. There are 2 figures, 

5 tables, and 19 references: 14 Soviet-bloc and 5 non-Soviet-bloc. 
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“ASSOCIATION:. Institut organicheskoy khimii im. N. D. Zelinskogo 
., Akademii nauk SSSR (Institute of Organic Chemistry imeni 
N. D. Zelinskiy, Academy of Sciences USSR) 


SUBMITTED: December 1, 1959 
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a (@) Cocanwenne e oat | Garpriend | %D on : 
es (@iigysi-cts-€_)-S (CHs)s 84 8586 (4)| 41,4914 ‘0,808 vA 
{CSIC _ Ssi (CH) 80 esata (8)| 444788, 0,8668 
. “tin sot) (cts 1 * 130—132 é en 0,8842 
. = (Cats) SI-CHy—CHs—€__ SI (CHy)s 73 | 1398) ae 0;8877 
1) gana 6/6.” | Table S 
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B117/B208 
AUTHORS: Chernyshev, Ye. A- and Tolstikova, N. G. 
TITLE: Hammett constants of some trialkyl silyl alkyl groups 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh 
nauk, now 3, 1961, 455-459 


TEXT: he authors characterized quantitatively the nature of some tri- 
alkyl silyl alkyl groups by means of their Hammett constants © and 6°. To 
calculate thease constants, the dissociation constants of 4& number of 
p-trialkyl silyl alkyl-substituted derivatives of aromatic acids, and the 
donization constants of analogous amines were determined. The method of 
obtaining para-substituted silicon-containing benzoic acids and anilines 
has been previously described (Ref. 21: Ye. A. Chernyshev, N.G. Tolstikova, . 
Zh. obshch. khimii 31, 1961). The apparent dissociaticn constants were 
determined by potentiometric titration at 259£0.1%C. Hydrogen ion con- 
centration was measured with glass and calomel electrodes (with a saturated 
KCl solution) on an M-5 (LP-5) tube potentiometer. The calculated 
constants & and of of a number of R,Si (CH), groups are presented in 
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fable 3- This table 2180 gives the Hammett constants of (CH,) 547 
(C,H_) 547 (C,H.) gi- groups taken from publications or caleulated fron 


them. These data substantiate the specific affect of the ailyl group on 
the aromatic ring in p-position to the silicon atom. The decisive effect 
of the character of the remaining three atoms or radicals pound to the 
silicon atom on the intensity of this effect and the specific behavior of 
-functional organosilicon compounds ; which are known by the collective 
term np-effect" > indicate the following: One of the principal causes of 
6-6- or 6-% conjugation is the steric factor of the positions of silicon 
and X-atom of the system gi —C—k> Considering the models vy Stuart 


and Briglebd for several orgenosilicon compounds » 4+ may be concluded that 
the silicon atom greatly affects the ponds being in 3-4 position to it by 
j{t¢ts electron shell. These Donds are considerably polarized; which causes 
their anomalous reactivity with respect to the neighboring nomologs- 
Mhere are 9 tables and 21 references! 9 Soviet-dioc and 12 non-Soviet- 
ploc. The 2 references to English-languese publications read 85 follows: 
L. Hammett, Physical Organic Chemistry, WN. Yes 19413 np. H, Jaffe, Chen. 
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Rev. 53, 191, 1953; 


eee ASSOCIATION: Institut organicheskoy khimii im. N. D. Zelinskogo Akademii © 
es " nauk.SSSR (Institute of Organic Chemistry imeni 
N. D. Zelinskiy, Academy of Sciences USSR) 


SUBMITTED: January 6, 1960 


Table 3: Hammett constants of some silyl groups. Legend: a) consecutive 


3 ; 2 + : 
numbers; b) silyl group; o) Besa! d) Snetad ° Or caxat ya 


g&) Refs.: The references to English language publications read as follows: 
Ref. 12: J. Chatt, A. A. Williams, J. Chem. Soc. 1954, 4403; Ref. 13: 

R. A. Benkeser, H. R. Krysiak, J. Amer. Chem. Soc. 75, 2421, 1953; Ref. 78: 
J. D. Roberts, C. M. Regan, J. Amer. Chen. Soc. 75, 4102, 1935; Ref. 19: 

R. A. Benkeser, C. E. deBoer, R. E. Robinson, D. M. Sauve, J. Amer. Chen. 
Soc. 78, 682, 1956; Ref. 20: C. Eaborn, 8. H. Parker, J. Chem. Soc. 1954, 
939. The Hammett constants indicated by an asterisk were determined by 
the authors of this paper. : 
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The aim of the present study was the determination of the ratio c/R. Re- 
placement of chlorine atoms by bromine in silicon halo-hydride was found 
to support the condensation reaction. Besides electronegativity; the ster 
ic factor (volume) of atoms or groups bound to Si in silicon hydride, and 
possibly also the structure of their electron shells, have an effect upon 
the ratio C/Re At 580°C and 30 sec contact with chloro benzene, HSiC1, 


yields 70 - 75% of the final product, whereas HSiBr, yields 98 - 99%. A x 


60% yield of a-naphthyl tribxomosilane is obtained by reaction between 
a-G, HoBr and HSiBr, » The yields of phenyl and allyl tribromosilanes were 


only 17.5 and 12.5%, respectively. The authors also converted trichloro 
silane and methyl-dichloro silane with chlorotoluenes, chloro-ethyl 

benzenes, chloro-isopropyl benzenes, and p-chloro-tert-butyl benzene in 
the gaseous phase at high temperature. The syntheses of tolyl-, ethyl-, 
phenyl-, and isopropyl-phenyl chloro silanes at high temperature (600°C ) 
and in the gaseous phase were compared with the known conversions of 

silicon chloro-hydrides with alkyl benzenes or alkyl chloro benzenes in 
the liquid phase. In all cases of this comparison, the ratios of ortho- 
jsomers, meta-isomers and para-isomers of alkyl phenyl-trichloro silanes 
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and alkyl phenyl nethyl-dichloro Silanes, according to Raman-spectrum 
analytical data, Were almost the same as those of the initial alkyl chlao 
benzenes. In Table 2, the reaction of silicon hydrides with aryl 
chlorides in the ‘gaseous phase igs compared with that of Silicon hydrides 


chlorine besides carbon and hydrogen, ig obtained on interaction of 
Silicon hydrides and alkyl chloro benzenes in the gaseous phase at a 
temperature above 600 - 620°C. The authors thank L. A, Leytes for his 
8pectrun analysis. There are 3 tables and 10 references: 8 Soviet and 
2 non-Soviet.. The reference to the English-language publication reads as 
follows; A. Barry, I. W. Gilkey, D. &. Hook, Industr. and Engen. Chem, 
21, 91 (1959). 

1 


ASSOCIATION: Institut organicheskoy khimii im. N. D. Zelinskogo Akademii 
nauk SSSR (Institute of Organic Chemistry imenj 
- D. Zelinskiy of the Academy of Sciences USSR) 


SUBMITTED: June 22, 1961 


Card 3/g ~ 


30003-8" 
APPROVED FOR RELEASE: 06/12/2000 CIA-RDP86-00513R0003086 


"APPROVED FOR RELEASE: 06/12/2000 CIA-RDP86-00513R000308630003-8 


PETROV, A.D.; PLATE, A.F.; CHERNYSHEV, Yo.d,s DOLGAYA, M, Ye, BBLIKOVA, N.A.; 


KRASNOVA, T.L,3; LEYTES, L.A.; PRYANISHNIKOVA, M.A.g TAYTS, G.S.; 
KOZYRKIN, B.I. 


Preparation of organosilicon derivatives of bicyelo [2.2.1] 
heptane, Zhur, ob, khim, 31 no.4:1199-1208 Ap '61, 

(MIRA 14:4) 
1, Institut organicheskoy khimii Akademii nauk SSSR, 
(Bicycloheptane) (Silicon organic compoutids) 
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benzene (cr homologs) in Ligeit phaza unde 
catalysts (BC1,, H,BO,, Al21,, attejo im ch 
benzene (or hofolegs}“an atyihallde is used (Ra 

Eng. Chem., 51, 91 (1959)) and twice aa auch siliacn hydride is nacessary 
than in the fires xsthod. Ix the third vardant ellicen hydride and aryl- 
halide reast in gagse¢ua phase at abacapheri. preagure in flowing systems 
at 500%.700°O {Ref &z Yavd. Chernyshey 6% aivy DaN SSSR, 227, 808 (41959), 
Ref 9s ibid.i}2, 1999 (1960), Ref iCs AvDo Petrov 6% B20; apid. 126, 1009 
(1959), Ref 144 VeA. Ponsmaranko ef alo, ibid. 170, 333 (1960)). The 
present oxperinents were sarried cut to ‘ompare the yfelds of the aryl- 
chlorosilanes and to osheck renuita of cther investigatere. The reaction 
occurred in a rotating steul autoslaze (4 1), ratio cf componente was 

48 1 with 0.1 weight % of catalyst and contast time of 5 hra at varying 
temperatures from 230°.380°C. Tho resulta (Fig.) indicate the higher 
activity of methyldichlorogilane in scmparison to trishloresilane. This 
is in agreement with observations in Ref 7, but differs from the statement 


"s Ao Barry e+ aie; Ind. 
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Reaction of silicon hydrides .... A057/A129 ; 


given by N. N. Tishina et al. (Ref. 5: "Khimiya 4 prakticheskoyw primeneniye 
kremneorganicheskikh soyedineniy" ("Chemistry and practical use of siliconorganio 
compounds"), I., Izd. TsBII, L. 91 (1958) that pr has no catalytic activity for 
reactions between trichlorosilane and benzene. pettral analysis demonstrated 
that the obtained arylchlorosilanes contained: 10 - 20 % ortho-, 40 - 60 % meta- - 
and 30.- 40 % para-isomers. Characteristios of the obtained arylohlorosilane 
“ are presented in the Table. Chlorination and pyrolysis of the arylchlorosilanes - 
to styrenes were carried out by methods developed by D. W. Lewis (Ref. 12: J. 
Org. Chem., 23, 1893 (1958)). At the present time the authors investigate the | + 
third method of arylchlorosilane synthesis to compare the yields of the three ; 
methods. There is 1 figure, 1 table and 12 references: 10 Soviet-bloc and 2 none |. 
-Soviet-blioc. ' : - : . 
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AUTHORS: Petrov, A.D., Corresponding Member AS USSR, 
Chernyshev, YeeA. and Li Kuang-liang 
Rabeiiskcs Aadadesh Rita 


TITLE: Mechanism of interaction of silicon hydrides with 
organohalides in the gaseous phase 


PERIODICAL: Doklady Akademii neuk SSSR, ve 137, noe 4, 1961, 876 = 879 


e o ? 
B01, _ 518 + R°C1— B,C1, | Sik + BACl, 54 + B°H + HCl proceeds nearly 


quantitatively (Ref. -1, DAN, 127, 808, 1909, where also the methods are 
described). Therefore, they studied the material balance of the following 
reactions at 580°C and atmospheric pressure! (Table 1) (I) chloro-benzene 
with trichloro-silane, (II) o-chloro-toluene with trichloro-silane, and 
(III) chloro~benzene with methyl-dichloro-silane. The gaseous reaction 
products account for 1-2 wt, As no secondary reactions took place, the 
authors concluded that the interaction in this case proceeds in two paral~ 
lel directions, as, for instance, in case (I): 


TEXTs The authors have previously found that the weaction . N 
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condensation (cond), reaction (II) 
was studied in 
2), The molar quantity of the 


8icl, + HO1 


rizes the condensation product, and that 
Juded from Table 2 that o 
termined by two factors: 


duction product. It is conc 
organochlorides is de 
atituent, and b) by steric hindrances. 


fected by the nature of the halogen in 


replaced by bromine or fluorine, cond/r 
ide exerts a considerable effect on cond/red. 


the silicon hydr 
seen from Table 3 that by substituting 
atoms in trichloro- 
stitution of chlorine atomB.e 
action has earlier been conf 
elucidated its mgohanism. 
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of silicon 
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Also the nature of 
It may be 
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with increasing sub- 
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The present results 
formed by thermal 
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$icl. is the effective agent in the. co 


actions (cond and red) are evidently 
discal on the organochloride molecule, 
following reaction scheme is assumedt 


B: $101.6 
ci, + HSicl —> C,H, + SiCl,». 
Po 
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This was exempli- 


ilyl radical 
The two re=- 


the result of an attack of this re- 
The 


4 
C,H.C1."+. $icl,— sicl, + b aes 


To render the condensation reaction 


ssible,: the c-01 pond ‘in the rganochloride nfust: bé located ‘at & oarbon 


The silyl radi- 
a’ so-talled qf -complexy. such 48. 


», The authors exclude the 


of 4 disturbance ‘of: the aro= 
T-complex with the tri- 


CIA-RDP86-00513R000308630003-8" 


XK 


"APPROVED FOR RELEASE: 06/12/2000 CIA-RDP86-00513R000308630003-8 


eee ge 


2k 


98 
: 8 /020/61/137/004/022/031"' : 
Mechanism of interaction of s»» B1034/B208 


chloro~silane molecule, yields aryl trichloro-silane and HCl, with a silyl 
padngal: being, formed ae S cil +. Hsicl,-3¢ __ sie, + HCl + 


ee ee eS a ee 
ee beck 25) magni ese ; : ; s 


+ /Sitl,. . The authors summarize that the condensation and reduction ‘me~ 


‘ohanisms are characterized by the competition of the silyl radical attack 
‘againsts A)‘ the chlorine atom, and B) the Wzelectron bond of the orga- 
nochloride molecule. “This hypothesis of the mechanisms of the condensation 
and reduction reactions might be a satisfactory explanation’ of the results, 
a) the increase of the cond/red ratios by electron donor substituents in 
chloro-benzene, ») the decrease of ‘cond/red by, an électron acceptor in 

the same compound, c) the increase of cond/red: in the reaction with 
chloro-naphthalenes, a) the occurrence of the reduction reaction alone 
(cond/red = 0) in’saturated aliphatic chlorides. There are 3. tables and: 
13 Soviet-bloc reterencess * Tene 
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ASSOCIATION: Institut organicheskoy khimii Akademii nauk SSSR 
(Institute of Organic Chemistry of the Academy of 
Sciences USSR) a ee 


‘SUBMITTED: . December 26, 1960 


Legend to Table 1: 


1) reaction, 2) initial compounds, 3). resultant compounds. The values 
in the numerator denote the quarititiés in millimoles, and in the denoni- 
nator in grams. a i . 
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by the Normant-Ramsden method. If the vacuum is not high enough, a 
considerable part of these styrenes polymerizes in the distilling flask. 
Silicon-substituted styrenes with functional groups (halogens or alkoxy 
groups) on the heteroatom are very interesting since these compounds can 
be converted to polymers both by polymerization at the styrene double bond 
and by hydrolysis of the M-Hal or M-OR bonds with subsequent polycondensa- 
tion (M meaning heteroelement). Up to now, monomers of this type had been 
obtained merely by pyrolysis of chloro-alkyl-phenyl chloro silanes. 
Moreover, styryl chloro silanes proved to be obtainable by reacting 
p-vinyl-phenyl magnesium chloride with silicon tetrachloride, methyl 
trichlorosilane, and dimethyl dichlorosilane. Yields exceed 50%. Formulas, 
properties, and analytical data of heteroelement-containing styrenes 
obtained by the Normant-Ramsden method are given in Table 1. p-chloro 
styrene or p~chloro-o-methyl styrene were used as aromatic component for 
Syntheses by the authors! new method. Thus, chlorosilyl styrenes and 


a~methyl chlorosilyl styrenes were obtained: \ 
; Q0-600°C , 
Cl ,Sil + C1-<"> -CH=CH, 200-600"C , HCl + C1,Si-¢ _-CH=CH,. 
Results obtained are shown in Table 2. It is interesting that neither 
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Silicon tetrachloride, nor methyl trichlorosilane, nor reduction products 
of styrene or a-methyl styrene could be isolated from the reaction 
mixture, when trichlorosilane and methyl adichlorosilane Were reacted with 
P-chloro styrene and P-chloro-a-methy1l styrene. It is presumed that 
mainly condensations and no reductions occur at the high temperatures 
involved. There are 2 tables and 23 references: 12 Soviet-bloc and 11 
non-Soviet-bloc. ‘he three most recent references to English-language 
publications read as follows: A. k, Senear, J. Wirth, R. G, Neville, J, 
Org. Chem., 25, 807, (1960); D. w. Lewis, J. Org. Chem., 23, 1893 (1958); 
ll. G. Pars, W. A, Graham, E. R, Atkinson, C. R, Morgan, Chen. and lnd., 
No. 24, 693 (1960). 


ASSOCIATION: Institut organicheskoy khimii im. N, Dd Zelinskogo Akademii 
nauk SSSR (Institute of Organic Chemistry imeni N. D. 
Zelinskiy of the Academy of Sciences USSR) 


SUBNITTED: — April 29, 1964 ’. 
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s/062 62/000/007/ 005/043 4 


B117/B180 
AUTHORS : Chernyshev, Ye. Ae, and Poletikova, Ne G. 
aac 


PITLEs Reaction of chlorosilanes with alkyl penzenes and a~ and 
: b-chlorostyrence in the gas phase 


PERIODICAL: Akademiysa nauk SSSR. Izvestiya. Otdeleniye khimicheskikh 
: , nauk, NOe Ts 1962, 1223 - 4228 , 


pEXT: The authors examined the assumption that the reaction of chloro- 
silanes with alkyl chlorobenzenes above 650°C takes place not only via the 
G-C1 bond of the latter, put also via C-H and C-C ponds. Using the reac- 
tion of trichlorosilane with alkyl penzenes (toluene, Pr» Mn» o-xylene, 
diphenyl methane, and ‘ethyl benzene). it was found that the aromatic 
hydrocarbons mainly react via the Caryi7Calk 1 bond. This reaction, in ti 


y 
which the alkyl ryadical is substituted by trichlorosilyl groups, may pass ¥, 
through an jntermediary stage of the t-oomplex, thus representing a new 
kind of nomolytic substitution in the aromatic series. The formation of 
a- and  -trichlorostyrene (yields up to 60 - 75%) during the reaction of 
trichlorosilane with ethyl benzene Was demonstrated by high-temperature 
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condensation. “The high efficiency of high-temperature condensation was 


also confirmed by high yields (50 - 60%) of the reaction of a- and feu clic 
chlorostyrene with methyl dichlorosilane. : ' 


ASSOCIATION: Institut organicheskoy khimii im. N. D. Zelinskogo Akademii 
nauk SSSR (Institute of Organic Chemistry imeni ve 
Ne D. Zelinskiy of the Academy of Sciences USSR) 7 
; oi vy 


SUBMITTED: February 2, 1962 
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E112/E435 : 

AUTHORS: Setinek, Karel, CernySev, Jets 

TITLE: Thermal decomposition of trichlorosilane 


PERIODICAL: Chemicky primysl, no.8, 1962, 419-422 


TEXT: The pyrolysis of SiHCl3z was studied in a silica tube packed 
with crushed silicate glass at 525, 550, 600 and 750°C, partial 
SiHCls pressures of 0.1 to 0.5 atm and flow rates of 

10 to 70 mole/hour per 1 litre of reaction space. The products 

of thermal decomposition were identified by gas chromatography, 

using nitrogen as carrier gas and thermal conductivity as method 

of detection. Trichlorosilane was found to be stable at 525°C. 
Decomposition began at 550°C, giving rise to tetrachlorosilane and 
hydrogen. A solid decomposition product was also detected in 

minute quantities, collecting on the walls of the silica tube and 
over the silicate packing. A quantitative analysis of the solid 
substance was not undertaken because the collected quantities 7 
were insufficient. Analyses of the gaseous decomposition 

product. under varying experimental conditions ‘are presented in the 
form of graphs. The rate of decomposition of SiHCl3z increases 
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with temperature. However, during the initial stages of 
decomposition, pyrolysis proceeded at a considerably diminished 
rate. Therefore, it is postulated that the solid pyrolytic 
decomposition products may catalyse the thermal decomposition, 

and that the smooth non<contaminated walls of the silica tube may 
inhibit it. To clarify the effects of surface characteristics on 
the course of SiHCl2z-decomposition, a series of experiments were 
carried out in which the surface areas within the silica tube were 
varied by varying the granular diameters of the silicate packing. 
Although the effect of the clean non-contaminated wall surface was 
again clearly discernible, influences of surface areas or 
characteristics were not detected. It was confirmed that smooth 
and clean wall-surfaces inhibit the decomposition of. 
trichlorosilane, However, as soon as the walls of the silica tube 
are coated with a thin film of the solid decomposition product, the 
cause of inhibition is removed and pyrolysis proceeds entirely in 
the gaseous phase. Stoichiometrically, the pyrolysis of SiHCls 
was assumed to proceed according to equation! 

4SiHC1. = Si + 3S5iC14 + 2Ho. Although analyses of the 
decomposition products showed agreement with the above equation in 
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most cases, it was impossible to establish a simple kinetic 
relationship corresponding to all determined values of the 

analyses, Decomposition of SiHCls appears to be far more 

complex and proceeds by a series of disproportionation reactions, 
There are 5 figures and 2 tables. : 


ASSOCIATIONS: Ustav teoretickych zaklad& chemickée’ techniky CSAV, 
Praha (Institute of Basic Chemical Techniques, 
CSAV, Prague) K. Setinek; 
Ustav organicke chemie AV SSSR, Moskva - ; 
(Institute of Organic Chemistry AS USSR, Moscow) 


SUBMITTED: March 13, 1962 
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SOLODOVNIKOV, S.P.; CHERNYSHEV, Yo,A, 


Electron paramagnetic resonance spectra of anions of elemente- 
substituted aromatic compounds, Part 1: Electron paramagnetic 
resonance spectra of anions of trialkylsilylbenzenes and 
trialkylsilylalkylbenzenes, Zhur.strukt.khim, 3 no.62665=668 
"62, (MIRA 15212) 


1, Institat khimicheskoy fiziki AN SSSR i Institut organicheskoy 
khimii AN SSSR, 


(Silicon organic compounds--Spectra) (Benzene) 
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56 G700 
AUTHORS; Chernyshev, YeoAo, and Vangnits, Ye.V. 
TITLE: Interaction of silanes with aromatic compounds in 


liquid phase in the presence of boron trichloride 
PERIODICAL: Zhurnal obshchey khimii, v. 32, no. 1, 1962, 24 ~ 29 


TEXT: The reaction between silanes and aromatic compounds in the 
presence of catalysts of the Lewis acid type was investigated to ex- 
plore its potentialities for preparing silicoorganic compounds con~ 
taining polycyclic aromatic radicals and also two silyl substitu- 
ents in the aromatic ring. The reactants were heated with 1 % BCl, 


for 6 hours at 300°C in a 11. steel rotating autoclave. After oe a 
ing, the residual pres‘sure was 30 atm. Interaction of diphenyl (14 
part) with trichlorosilane (2 parts) at 300°C in the presence of 
BCl, gave a 28.5 % yield of monosilyl substitutes and 7.6 % yield 


of disilyl substitutes. The 1 : 4 respective ratio of reactants ga 
ve a 3102 % yield on monosilyl and 20,7 % of the disilyl substitu-. 
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tes. The crystalline monosilyl derivatives were methylated to li- 
quid xenyl trimethylsilanes, for which the silylation, as shown by 
the infra-red spectra, was ~/50 % in the meta- and ~50 % in the 
para~position. It was also determined spectrally that two trichloro- 
silyl groups are bonded to different rings of the diphenyl molecule. 
Terphenyl could not be reacted under any conditions. m-Diphenyl ben- 
zene could, however, be reacted with a yield of 3.3 and 7.5 % with 
trichlorosilane and methyldichlorosilane respectively. The reaction 
of benzene with trichlorosilane in 1 : 4 ratio in conditions simi- 
lar to those of the diphenyl reaction gave 44.8 % of phenyltrichlo- 
resilane and 9.2 @ hexachloro-disilyl benzene. The twofold decrease 
in the yield of disilyl substitutes as compared with the diphenyl 
reaction is explained by the reduction in the reactivity of the 
ring caused by introduction of the electronegative trichlorosilyl 
group into the benzene molecule. The second silyl group in the di-. 
phenyl enters the second ring where the influence of the first si~ 
lyl group is much weaker. The reaction of trichlorosilane (2 parts) 
with phenyltrichlorosilane (1 part) at 300°C gave a 18.3 % yield of 
hexachlorodisilylbenzene. At the same ratio of methyldichlorosilane 
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with phenylmethyldichlorosilane, the yield of bis-—(methyldichloro~ 
silyl)-benzene was 11 %. Spectral analysis of both products showed 
that they were mainly the meta~isomers. This formation of mainly 

meta-isomers is attributed to the activity of the electrophilic si- 
liconium ions c1,Si*, considered to be higher than that of the car- 


bonium ions which are the most active of the previousiy investiga~ 
ted electrophilic particles. The meta-isomer can also be formed by 
secondary processes, Thus, when heated at 250°C in the presence of 
BCl, and traces of HSiCl,, p-tolymethyldichlorosilane was isomeri- 


zed in 50 @ yield to the meta-isomer. The nature of the substituents 
has a bearing on the velocity of the reaction. The relative reacti- Y 
vities of benzene and toluene in the reaction were determined by 

using an equimolar mixture of benzene, toluene and trichlorosilane. 

At 250°C during 8 hours, the benzene reacted in $3 % and the tolue- 

ne in 42 4 yields. Thus, the introduction of an electron donor sub- 
stituent activates the ring, while the introduction of an electron 
acceptor substituent passivates the ring. The experimental data, 
therefore, suggest an electrophilic mechanism. There are | table 
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and 9 references: 7 Soviet-bloc and 2 non-Soviet~bloc. The referen- 
ces to the English-language publications read as followse A. Barry, 
IoW. Gilkey and D.E. Hook, Ind. Eng. Chem., 51, 291, 1959; H.C. 
Brown, and K.L. Nelson, J. Am. Chem. SoCe., 75, 6292, 1953. 


ASSOCIATION: Institut organicheskoy khimii im. N.D. Zelinskogo . 
Akademii Nauk SSSR i Moskovskiy khimiko~tekhnologi- he 
cheskiy institut im. D.I. Mendeleyeva (Institute of uM 
Organic Chemistry, im. N.D. Zelinskiy, AS USSR and 
Moscow Institute of Chemical Technology im. I-D. Men- 
deleyev) 


SUBMITTED: January 2, 1961 
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AUTHORS : Chernyshey, Yeo,A, Tolstikova, N.G., Ioffe, S.L. and 
Petrov, AD. 


TITLE; Interaction of disilanes with chlorobenzene in the vapor 
phase 


PERIODICAL: Zhurnal obshchey khimii, v. 32, no. 2, 1962, 369-374 


TEXT: A continuation of earlier work concerned with the preparaticn of 
organochlorosilanes. In the present paper the authors describe the re~ 
actions of chlorobenzene with hexamethyl -, pentamethyl chloro., tetra- 
methyl dichloro- and hexachlorodisilanes. The reactions were Studied by 
passing mixtures of PhCl (2 moles) and the corresponding disilane (1 mole) va 
through a silica tube at 500~600 C. Yhe reagents were in the hot zone — 
for 30-35 secs. The products were then condensed and analyzed. Full ex- 
perimental details are givene The interaction of PhCl with hexamethyl 
disilane at 500 and 550 C yielded (CH,).SiCl, Coles (CH,) ,Si «Cho -Si(CH,)F2 
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Interaction of disilanes coo D204/D303 
and CoH, oC H.- Small gueaertree of C1(CH,) Si Ch, -Si(CH,) C1 and (CH) - 
Sic. H. were also formed at 600 C. The reaction with pentamethyl chlore- 
disilane gave (CH,),SiC1, (CH,),SiC1, C Hg» C1(CH,),Si-CHg.Si(CH,),Cl, 

: , F a Lah oes 
C1(CH,),Si CH Si (CH,)C1,, (CH,),SiC, He, C1(CH.) SiC He and CoH. «CoH. 
No thermal rearrangement of pentamethyl chicro-disilane was observed, in 


contrast to the hexamethyl disilane. The action of PhCl on tetra methyl 
dichlorodisilane (at 600 C only) resulted in (CH, },S1C2, Calg» CLCHS), 
Si CH}, .Si(CH,)Cl,, C1(CH,) SiC He and CoHoC Hee In addition to the 
above listed compounds, higheboiling residues were formed in the 5 cases. 
The nature of the products obtained is discussed and it is concluded that 
these reactions proceed by a free radical chain mechanism, The inter-~ 


actions begin with a displacement of an H-atom in tha disilane by a silyl 
or a phenyl radical, followed by rearrangement of re si. si-Ch, ee 


a 
4 


pee 


a 


=7Si-CH,~ Si. o The interaction, at 580°C, of PhCl with 
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hexachlorodisilane gave SiCl,, C.H.Sicl., and a high-boiling residue. This 


reaction is also thought to proceed by a radical mechanism, The prepara- 
tion of hexamethyl ~ and hexachlorodisilanea is described. The other 

. 2 disilanes wers prepared from the hexamethyl disilans by the method of 
Kumada et al (Ref. 6: J. Org. Chem. 21, 1264 (1956)), Lud. Leytes helped 
the authors with spectral analysis of the products, There are 5 tables 
and 8 references: 3 Soviet-bloc and 5 non~Soviet-bloc. The 4 most recent 
references to the English-language publications read as follows: K.Shina 
and M.Kumada, J.Org.Ch., 23, 139 (1958); M.Kumada, M.Jamaguchi, J oJ amamota 
Jo Nakajima and K. Shina, ibid., 21, 1264, (1956); H.P. Brown and C.W.A. 
Fowles, J.Chem. Soco, 1958, 2811; M.Kumada, J.Nakajima, M.Ichikawa and J. ” 
Jamamoto, J.Orgo Ch., 23, 292, (1958). asd 


ASSOCIATION: Institut organicheskoy khimii imeni N.D. Zelinskoge Akademii 
nauk SSSR (Institute of Organic Chemistry im.NoDeZelinskiy 
of the Academy of Sciences, USSR) 


SUBMITTED: February 6, 1961 
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AUTHORS : Chernyshev 


sis, Dolgaya, M. Ye. and Li Kuang-Liang 


TITLE: The effect of the material of the reaction vessel on 
the reaction between hydrogen silanes and chloroben- 
zene in the gaseous phase 


PERICDICAL: Zhurnal prikladnoy khimii, v. 35, no. 4, 1962, 860-863 


TEAT: Experiments were run with trichlorosilane and nethyldichlo- 
rosilane with chlorobenzene in stainless steel, Armco-iron ang cera~ 
mics at a temverature of 5800C and a reaction time of 30 seconds. 
The products were collected after cooling and were analyzed. The 
yields and the ratios of the products resulting from a condensation 
mechanism to those resulting from reduction were recorded. Similar 
yields and ratios for apparatus made from quarts and copper were 
given. It was suggested that sorption of the aryl halide on to iron 
of nickel surfaces was the factor favoring the reduction process, 
There are 1 figure and 8 Soviet-bloc references. 


SUBMITTED: June 30, 1962 Ke 
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oy 


Bugezenko, Ye. Fe, Chernyshev, Ye. Ae, and Petrovy Ae Dey 


i AUTHORS: 
Corresponding Member AS USSR 


18 fo 
" PITLE: synthesis of some organosilicon monomers with phosphorus~ 
containing functional groups j 


in ee 
PERIODICAL: Akademiya nauk SSSR. Doklady, v. 143, no. 4, 1962, 840-843 . + j:: 


 —RXT: A new method was worked out for synthesizing acid chlorides of 
organo chloro silyl alkyl phosphinic acids basing on the addition of o 
organochloro-silicon hydrides to allyl phosphinic acid chloride in the | 
presence of platinum hydrochloric acid as catalyst: : 
H. PtC1,+6H,0 


2 
=CHa a . 
CHCH, P(0)c1, R01, _,SiC,HeP(0)C1, 


Q 


: P 
R,C?., Sil + CH, 
Trichloro-silane, methyl dichloro-silane, and ethyl dichlorosilane were , Ss 
usefi as silicon hydrides. Tabie ae data on the resulting : ° 
compounds ,(preparations III-V). Reaction conditions: 0.39 moles of the ; Y 

sg 
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- .. - organochloro-silicon hydride was slowly added to a mixture of 0.25 moles 
» .. “. of allyl phosphinic acid chloride and 2 ml of a 0.1 M solution of 
, : platinum hydrochloric acid in isopropyl alcohol. The reaction was highly 
- exothermic. The rate of addition of organo chloro silane was regulated 


so that the temperature did not exceed 50°C. After the addition, the reao~ 
tion mixture was kept at 40°c (compound IIT), 60-65°C {compound IV), or 


60-100°C (compound V), respectively for 2 hr. The products were isolated 
by distillation. With triethyl silane as starting material the reaction . 
-., - failed; nor was the addition .of chlorosilanes to vinyl phosphinic acid 
t chloride possible. Two ethyl esters of B-triorganosilyl ethyl 
phosphinic acids (preparations I, II in Table 1) were synthesized by 
adding dialkyl phosphinic acids to olefins (according to Ref. 2: R. Ge | 
Linville, US pat. 2843615 (1958); Chem. Abstr., 53, 1147 (1959); Ref. 5: 
G. He Barnes, M. P. David, J. Org. Chem., 25, 1191 (1960)): : 


‘ 
i 
H 


. 7 (tert-C4H90 ‘ 
R,SiCH=CH, + HP(0)(OCjH,),. °°" 4 92 R,SiCH,CH,P(0)(0C,H) a» 
140-150° ¢ : 
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(R= C,H; -OC,H,). The small yield in the case of preparation II wae |. . 
25 205 4 


due to the considerable polymerization of the initial triethoxy-vinyl 
silane during the reaction. Four new diethyl esters of triorganosilyl 
methyl phosphinic acids (preparations VI-IX) were synthesized by 
Arbuzov rearrangement (according to Ref. 1: A. R. Gilbert, US pat. ; ' 
- 2768193 (1956); Chem. Abstr,, 51, 5616 (1957)): a 
RSR"SiCH,Cl + P(0C5E, ) _ RSR" SUCH,P(0) (OC LHe )p + CoH.Cl, 


(R! = CH,; R" = CoHe, OCH. i osi(CH, ),CH,C1). Substitution of an ethyl 
-padical of the chloromethyl triorganosilane by the ethoxy radical 
considerably. facilitates the rearrangement. The compounds synthesized 
in this work are of particular interest as monomers for the production 

_ of .phosphorus -containing silicones, and also as lubricating oils, 
plasticizers, and insecticides. There is i table. The three most —_ 
important English-language references are: W. H. Keeber, H. W. Post,. 


a Je Org. Chem.» 2h) 509 (1956); Fekete Prank, US pat. 2920094 (1960);- : ¥ 
Gard 3/5, - 


APPROVED FOR RELEASE: 06/12/2000 CIA-RDP86-00513R000308630003-8" 


"APPROVED FOR RELEASE: 06/12/2000 CIA-RDP86-00513R000308630003-8 


s/020/62/143/004/016/027 
' Synthesis of some organosilicon .,. B106/B138 


| As M. Kinnear, E. A. Perren, J. Chem. Soc., 1952, 3437. 
ASSOCIATION: Institut organicheskoy khimii im. N. D. Zelinskogo Akademis | 
nauk SSSR (Institute of Organic Chemistry imeni N. De 
Zelinskiy of the Academy of Sciences USSR) 
 SUBHITTED: § Desember 11, 1961 


fable 1. Legend: (1) Compound; (2) boiling keaperaiure) Cc (mm); 
(3) found, %; (4) calculated, %; (5) yield, %; * nn? y or d 25, 


respectively; * veenenee data; n 


25 25 
D 1.4216; a4 1.031. | 
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he aie 5/020/62/1 47/001 /017/022 
5 BAR  B106/B101 


AUTHORS: cChernyshev, Y@+ Ae» Bugerenko, Ye. F., Nikolayeva, Ne Aor. 
Fov, Ae Des Corresponding Member AS USSR 


TITLE: Reaction between the diethyl ester of phenyl phosphinic acid 
and acy Bos and y-chioro-~alkyl alkyl alkoxy silanes : 


i q * 
PERIODICAL: Akademiya nauk SSSR- Doklady,.V- 147) noe Ts 1962, 117-118 rs 


pExT: In continuation of a study on the synthesis of compounds containing 

phosphorus and gilicon (Ye. he Chernyshev, Ye. F- Bugerenko et al-; Izv. 

AN SSSR, OKHN, 1962, no. 6)» ethyl esters of aikyl-ethoxy-silyl-substi tuted 

alkyl phenyl phosphinic acids were produced py reaction between 

CgHLP(OCoHa) 2 (1) with various a-» B-, and y-chloro~alkyl alkyl alkoxy 

silanes: 9 

R,(GpHHs0) 5 nS# (CHa), o + CgHgP(OCpHs) 2 > RB, (CpH50) 584 (CHa) — CHCA Cl 
(1) oC. 

n= 0; 1, 2, 33 k a 1,» 2y 3; R = CH» CoHs» Cele» CH, =CHCH- : 

cara 1/3 
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s/020/62/147/001 /01 7/022 
Reaction between the diethyl «+: B106/B101 


These reactions are faster and more complete than the corresponding reac~ 
tions between triethyl phosphite and alkyl halide alkyl alkoxy silanes. 
gubstitution of one ethoxy group on the silicon atom of (CH) ,5iCH20 


for one methyl group considerably shortens the time of reaction with I. 
fhe reaction of I with Cyt, 0( CH) 254 CH2C2 is practically completed after j 


ra 
45 minutes, whereas the reaction of (Cpl 0) 58iCH2C? with I is very J 


vigorous and takes less than 10 minutes. In all reactions the molar ratio 
between I and chloro-alkyl alkyl alkoxy silane was 2 : 1, except in the 
case of CH, =CHCH,(CH;) 254 CH20> where it was 7: 1.. The reaction tempera~ 


ture was 109-240°C » the reaction time 10-45 minutes. The only exceptions 
were the reactions of I with (CH,) ,SiCHC? on the one hand (600 minutes) » 


and with (CyH,0) ,4 0H, CH 2° on the other (180 minutes)» The yields were 
between 56.1% (reaction with cHiy=CHCH, ( CHy) 28iCH,C2) and 92.4% (reaction 
with Ogi CH) 25208202) fhe reaction with ( GyH,0) s830HCH2°? gave a 
38.4% yield. Table 2 gives the physical data of the synthesized compounds. 
care 2/3 


seek Se - = o 104~188 (3) | ae ous 
F Va 
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CHERNYSHEV, YE.A. 


"Eine neve methode our darate 
aromatischen substisuenton mee ot oreanischer verbindungen mit 


Report submit ' 
aioe esis . the 2nd Dresden Symp. on Organic and Non-Silicate 
Dresden, East Germany . 26-30 March 1963 
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——"-§/063/65/000/003/016/018 
bs . BI01/B186 
- Yegorov,. Yue Pes Kirey, Ge G., Samoylenko, S. ree? 


aad Chernyshev, Yes Aes. and Tolstikova, N. G. ee 


ra‘ of unsecurated. organosilicon 


596 om. with» vinyl derivative. 
9635 om”) with the allyl derivative(n = 1); further, that it has maximal | 
io. intensity with. this compound and ‘that it ie 1638 em? with the y-butyl 
ae eee (n - 2). The Joition o the other bands, as (0-H)? (CH) 

-P (cH) differs little from what is usual with alkenyl silanes. According». 


be card: 1/20. ee 


‘nace enema eRe ee wart ne ee en i a cr aed ae RE RR nt en NR TR ny ere Se agmtOn eae mer ees) wt 
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~ Gees ialosfrcore 
B10, /3B186 


mirered: epee tre of 


i inetatat: ébuanicheskoy khimid im. Wy B, Zelinskogo Akedemid | 
- 5 nauk: SSSR (Institute of Organic Chemistry imeni HN. 2. 
we AST aRIY of: the Academy. of Sciences USSR) 


: - Getober 2 By 1962 os 
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CHERNYSHEV, Yo.Ae; TOLSTIKOVA, N.G.; IVASHENKO, A.A.; ZELENETSKAYA, A.A. 5 
LEYTES, Ae . 


? 7 ) ands. 
f the pentamethyldisilyl gropp in. organosilicon compo : 
Pe aN 385K. ptakhin: nauk Teoh 666 Ap 163. (MIRA 16 +3) 


i i = i skogo AN SSSR. 
° titut organiches khimii im, N.D.Zelin: 
cd ” (Siyl group) “a (Silicon organic compounds) 


APPROVED FOR RELEASE: 06/12/2000 CIA-RDP86-00513R000308630003-8" 


"APPROVED FOR RELEASE: 06/1 


me als 


2/2000 CIA-RDP86-00513R000308630003-8 


USERS megaman 


Say 


haa Jae ae Se 
Lee : 
we 


“the products resulting fran the react ROO EEE ee 
Siosilshes and sodium diethylphosphite | 


“Ievestdya. Otdeleniye khimicheskikh nauk) 0 


meee (C2H,0)2PONa + 1SiR, ~ (C,H) ,POSiR., ee 
: wee ce Bet eine derivates of ‘trivalent phosphorus main tain it sepa 
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ee 17068-65. ce a | ee ae 
Pee hae ne ee pepsi 

“to easily add sulfur and baLdesy ond to. enter into the Arbuzov rearrengencnt ” 

Be with alkyl halides. 


z= ASSOCTATION:- ‘Instatut. seca lieder! Khim im, ND. Zelinskogo Akadenti ‘aie 


_ SSSR (Institute of Organs Shes ter 2 imend, ND. —Helansidy, Academy __ 
— 08 Sodences: USSR) 


Ds Jamary 22, 1963 


a 
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ee fssfoosfoo/oro/aes | | 
B101/B186 ot 


= cen Ae , aes Ae ey Chernyshev). Ye. hee 
eee Krasnovay. Be. Ley Korshaks. Vv. Ve» Petrov, Ae Dd. ‘ 


: Rare into. the Lote oeedaaeion of qigenosener ite 
nye fat labecr derivatives 


TEXT: “polymerization was made of p-Ryu ‘oH, CHeCE,, “hace R = 6, or ot 


ay, « Si,. Sn or Ge with or: ‘without pressure at 60°C in the presence of  coacice 7 
‘4s0b tyrio | intitle 2 ‘Resultes: -ydeld [7] 


es ~ onomer ” ees ATES g 
(CHS )aSnC THe OE. ee 

= 4 3 64a stt02 Ep 

(OB ),SnC gH CHACH, tt 

— (0QH H,) eC gi 


Shee a 00 | insoluble 
eos 2 0.74 
LA iH, 38 Sic H CH=CH ie a insoluble oS 
25,3. '8 4 aivte? So eM 102 82 OSA 
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nee gf ples eeleanioeiey ye Ge 
polymerization. ++. B101/B186 en 
synthetized without pressure oe 
nthetized under pressure differed 
thetized under pressure, by a 
S between 150 and 300°C. | p-triethyl- 
behaves in the same way.) — 
This is: due to. the C; h G-Si and C-Ge, is less 
stable. “X-ray analysis: showed that the silyl and germyl compounds have’ 
amorphous structure, the atannyl compound, however, has had a quasi- 
crystalline structure: The IR spectra of all compoun 
ands of the: vinyl: group. 50. that polymerization is due to the rupture of the ~~ | 
‘Ge bond of the vinyl group. Tn crude, statey all polymers are transparent, re 
glasgy. substances or viscous. masses, after reprecipitation from benzene or: - 
There are -1. figure and : 


‘xylene they are colorless “fibrous substances. 


“are similar. The 2 
rom the other Si and-Ge poly 


ds have no absorption 


nicheskikh soyedineniy AN SSSR. (Institute 
ds AS USSR); Institut organicheskoy: 
sp (Institute of Organic. ak 


 gelinskiy ASUSSR) 
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CHERNYSHEV, Ye.A. 3_TOLS TIKOVA, N.G. 


auce panacnes 
Sa . AN SSSR. 
Synthesis of 1,1-dichloro-1-silaacenaphthene. Izv (MERA 1627) 


Otd.khim.nauk no.6:1146 Je '63, 


inskogo AN SSSR. 
; {tut organicheskoy khimii imeni Zelins 
oie (hecnadhthens) (Silicon organic compounds) 
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a 5 /020/63/148/004/02 1/025 
B144/B101 
«< t ., Petrov, AcDey 
Chernyshev, Yes A., Bugerenko, Ye. Fes ’ 
ve “Gorrespon ng Member AS USSR | 
i d alkyl-phosp 
| synthesis of gome- triethyl-sily! substitute y nintic 
: in | 
ee neids and their esters - 
. 148, no. 4 ’ 
TODICAL Akademiya nauk SSSR. Doklady, V 48, ’ 
PER H 


875-877 


- were 
si(CH,) PO(OCoHs)5 ¥ 
1 formula (Coie) 2/n 
; ing the genera fe 
TEXT: Esters hav 


‘d A,Re 

6 the method by 

= 1 or 3 according { 4 ani those 
syntheaized, those with Po Guemeabatr 31 5016: (19371) i (1950) 
Gilbert (US pat 2707 7) tnoa of RG. Linville (US Pals Soh sling 
Lela ae E56 1447(1959)) The compounds obtained, 
Chem. Abstr, 2s ? 


i 0(0C,H,) (I), 
20. are las were: (C,H ),SiCH,P ois)» 

: d and yie 2°5°3 : setoeis) (111), . 
Sa ark 1.4475, 0-977)» 46.193 (0) 3 Ot ey | 
93-95 : 98, 0«9640; 4395 (CoH) 484 (CH. 2 ois)2 
118-120°C/1.5 mm Hg, 1644985 | 


ree 
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CHERNYSHEV, Ye,A.; TOLSTIKOVA, NG. 
.u 
Interaction of chlorosilicon hydrides with thiophene and its chloro 
derivatives in the gas phase. Izv. ANSSSR.Ser.khim. no.9!1700+1703 
S 'é4. (MIRA 17:10) 


1. Institut organicheskoy khimii im, N.D.Zalinskogo AN SSSR, 
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L.22664=65 gtile)/era/e(s)/em(ol/s > 7 
NRT-AT500 


alphamethylstyrenes 


SOURCE: AN suai see ee ee anes sinteza. Sintez i svovstva monomerov 
Ene synthesis | s} feo oa Te d-vo Mauka. Pes lie coe 


TOPIC TAGS: silicon containing br cece germanium containing styrene, tin containing 
styroue ; HS iTCerEETIC styrene, alpha methyi styrene. styrvichiorosiiane 


ABSTRACT: Two methods have been developed for the preparation of styrylchlorosilanes 
~ anew class of organosilicon monomers. One metnod involves the reaction of p-styry!- 
magnesium chloride with silicon tetrachieride iy eo oriance with the Teebrick-Ramader 


Meu. ae Wire: cum Se. wan (Gor 4 
the orignard reagent wo the fourtoid-exc-: HAE) Eng 08 MENS Sars 


Unner these conditions. tne atyrvichiores oa * Bae = Haeeee fiche, He qe rae 
voives high-temperature condensation of irichinr.-. a: - und organosilicenhydriges with 


STEN We 
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L 22666-65 
ACCESSION NR: AT50021 


aleohol - into ethoxy silvistyrenes. 

without pressure (with an initiator) and ae ing Yo orradsat ane The ee eo! nrcmeein i 
.. decreased in. the following oder: Siz Ge> Sn; wilh i pes poet to viscosity, lhe order wis 
Ge.> Si>Sn. Infrared absorption spectra show that polymerization takes place through 
opening of the double bond with retention of the stricture of the monomer unit. "The stidyv 
was done with the participation of A.M. Peovanc.. GD. Nagibina JV Ve Rorsnax 3 4 
Saxharova. Ye. V. Volkova and A.I. Sk Skies -.,. ari. bag; 4 tab: Ge TE EE os 


ASSOCIATION: None - 


SUBMITTED: 30Jul64 ENCL: 00 SUB CODE: OC, Gc 


NO REF SOV: 009 OTHER: 008 
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apee6c6s  keprtc)/epR/Eup(3)/enr(m)/eup(b}/t/eup(t) pe-4/pr-a/ps=4 tap{e}/ 
Eobss-e5 | boe(e\/epa/ew(3}/ei(n)/etw(s\/t/esm(t) pens/or-é/pers— tp{e)/ 
ACCESSION NR: AT5002120 5/0000/64/000/600/0123/0129 + * 


é 


AUTHOR: _Chernyshev, Ye.-A. +, Dolgays, M. Ye. 
TITLE: Method of preparing ar Afluorosilicon hydrides er their reactions rae 


eet 


SOURCE: AN SSSR. Institut nefiekhimicheskogo sinteza. Sintez i svoystva monomerov 
(The synthesis and properties of monomers). Moscow. Izd-vo Nauka, 1964, 123-129 * 


TOPIC TAGS: arylfluorosilicon hydride, silicon hydride, styrene addition, phenylchioro- 
silane an 


thod has b 
drides- ith-agueous: hydrofuorrs acid at tempe 


a 


styrene with thé formation of predominantly &-is 
of phenyldichlorosilane adds purely to the terminal 

temperatures of 0 to 30C, the arylfluorosilicon hydrides react quantitatively with water, 
aicohcls, acids, and primary and secondary amines. with the replacement of hydrogen by 
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roups;, respectively.--Orig.—art,-has:--3-tables:—=- 


ASSOCIATION: None 


‘SUBMITTED: 30Jul64. 0 ===S*”SS~CENCL: 0000's SUB CODE: OC GC 


NO REF SCV: 007 OTHER: 0607 
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germaniul: esis st 


we Peto wet het wath are 


OIBaNertaerser woos e, the aur-~-- ea Le aes = 
alzyl derivatives of benzene, 4 iy her arena he hs : E 


¢ antone of aromatic organo’ ae Fare ee Sees Se 
6 anton: Toma ta 


< ceckane FDuito 


25h Sat 
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L 34137-65 
ACCESSION NR: ATS006091 


none for a definitive 
tn antons ef tir 


are insuffic 


Leon 


er ot 
ree cmpatires ‘ 


7A . table anc f- 


art. nao. moe 


Institut khimicheskoy fizi¥: 


ASSOCTATTGR: 
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1 2837-65 pyr(m)/err(e)/map(3)/P  Pe-h/Pr-h RH 
ACCESSION NR: AP4047396 5/0062/64/000/010/ 1807/1814. 
AUTHOR: Cterny*shev, Ye. A.; Vangnits, ye V_, Gel'perina, Vv. OM. 
Petrov, A. D.—— al 
CIPLE: Synthesis of bis(organochiorosily} 
and trisitrichlorosily:)benzene 


SOURCE: AN SSSR. Izvestiya. Seriya khimicheskaya, n0- 10, 1964, 1807-1814. 


Reem? of aromatic hydrocarbons i. 


TOPIC TAGS: benzene, benzene derivative, synthesis, high temperature conden= 


sation, disproportionation reaction, exchange reaction 


ABSTRACT: The high temperature condensation method described by Ye. A. 


Cherny*shev, V. F. Minorov and A. D. Peirov (Izv. AN SSSR. Otd. khim. fn. 


1960, 2147). wherein the reactants were contacted for about 30 seconds at about 


580C, was utilized in the synthesis of a series of p-bie(organochlorosilylbenzenes 
and of tria(trichlorosilyl)benzene. Disproportionation reactiona did not occur in 


these gaseous reactions between the organochlorosily! benzenes and chicrosilanes; 


only the silyl groups were exchanged. Hence pure pis(organodichlorosilyl)ben- 


Cardi/ 3 
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CCESSION NR: AP4047396 ; 


| genes were synthesized: 
p-CH;Ci,SiCsH.C! + CH;SiHC) > p-CH;C},SiCAHSiChCHs + HCl; 
p-CatisChSiCgHiCl + CaHsSiHCh > 
—> p-CaHyChSiGHSiCLCeHs + HC! 


Gas phase condensation theoretically would not result in the synthesis of pure 
bis-silyl beazene derivatives having different methyldichlorosilyl and trichloro- 
gilyi groups on one benzene ring. But compounds with different erganochlorosilyi 
groups were separated by their differences in boiling temperatures, ©... in the 
following synthesis: 

p-CeHsChSiGHCl + CH;SiHCh, — p-CeHsChSiCeH SiChCHa 
p-CsHsChSiCsHiCl + HSiCl; > p-CsH,ClSiGeHSiCls 


High temperature condensation of a four-fold excess of trichlorsilane with a mix- 
ture of dichlorphenyltrichlorosilane isomers gave a 13. 5% yield of tris(trichloro- 
silyl)benzene which was methlated to tris(trimethylsily})benzene. The physical 

properties of the investigated compounds are tabulated. Orig. art. has: 1 table, 
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ACCESSION NR: AP4047398 


_ 1 figure and 10 equations 


ASSOCIATION: Institut organicheskoy khimii im. N. D, Zelinskogo Akademii 


nauk SSSR (institute of Organic Chemistry, Academy of Sciences SSSR) 
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_ L 261-68 Ewr(m)/BPF(c)/exP(3)/2 —Peeh/Pr-h RM 
ACCESSION NR: AP4047403 aes $/0062/64/000/010/ 1893/1895 | 


a 
AUTHOR: Cherny*shev,. Yes-A:5. Vangnite, Ye. Vi; Retroy, A. D. In 


i bis(organochlorosily}) derivatives of naphthalene 1 


“SOURCE: AN SSSR. 'avestiya: "Seriya khimicheskaya, no. 19, 1964, fap 3ziees 


TOPIC TAGS: naphthalene derivative, synthesis, organosilylnaphthaleue, dichicr- 
onaphthalene 


ABSTRACT: A non-catalytic gas phase condensation reaction was found usable 

for the synthesis of bis(organochlorosily!) naphthalenes. Trichlorosilane or 
methyldichlorsilane were reacted with chloronaphthyltrichlorosilane, with di- 
chi jronaphthalene isomer mixtures and with 1, 4- and 1, 9-dichloronaphthaiene 

., Thexhigh temperature condensations proceeded without isomerization at 57 5-580C 
in aiquartz tube on 30 second contact time. The yields with methyldichlorosilane 
werp somewhat lower than with trichlorosilane. The 1, 4- and 1, 5-dichloronaph- 
thal nes were more reactive than p-dichlorobenzene. "The initial chloronaphthy!- 
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L 282-65 
ACCESSION NR: AP4047403 _ 


“trichlorosilanes,. boiling 153-163C at (10 mm);-n20=1, 6130 and dichloronaphtha- 1 
lene, boiling 106-120C (10 mm); -melting at 50C, were supplied by ae 
G. ¥. Motsarev, whom we sincerely thank." Orig. art. has: 1 table and 1 oqua 

tion 
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; AUTHOR: Bugererkc, Ye. F.; Chernyshey, Ye. 4 . Petrevy, Ae B (Deceased) : 


Bilicon .._ 
ame 2 


SOURCE: AN SSSR. Seriya khimicheskaya, nO. 


TOPIC TAGS: phosphoras silicon compound, Arbuzov reaction, phosphite, diphenyl- 
phosphinite 


ABSTRACT: AB a continuation of the attempt to obtain a series of compounds con~ 
| taining both Bilicon and phosphorus, 4 number of a-, 8-, and y-haloalkylalkyl{ alkoxy) 
a with triethyl phosph:** and with the ethyl ester of ainhenyl- 
ditions ¢£ the Arbuzov reaction. Mos’ rrcdscte 
under the Arbuzov reaction wood - 
ato 
‘ undergo 8-cleavage. 
given in tabular form. Jt was found that « } 4 
! undergo cleavage of the 6i1-——C bond even on 2 --2258 with diatil la vrrrr, 
: gimilar compounds without phenyl groups at “he phogphorus atom are aunaffecte? by 


APPROVED FOR RELEASE: 06/12/2000 CIA-RDP86-00513R000308630003-8" 


"APPROVED FOR RELEASE: 06/12/2000 


CIA-RDP86-00513R000308630003-8 


| der mild 
trated ipochiort¢ acid. Un 7 
aa ae _guifur,-and_seleniua 


onditions, : 
o form the corresponding compounds of 


vrinethyleilylnetby2dipheny!- 


(ys) 


ASSOCIAT 


it 
| Cinetitute of Organic Chemistry; Academy of Sc 


| "SUBMITTED: o8Mar63 


ache 


khimii in i 
mye iences, SSSR) 


APPROVED FOR RELEASE: 06/12/2000 


CIA-RDP86-00513R000308630003-8" 


"APPROVED FOR RELEASE: 06/12/2000 CIA-RDP86-00513R000308630003- 


CLE BRD BFS eA AER S ERE ARAM FEEL TON be Te ee 


MIRONOV, V.F.3 CHERNYSHEY, Ye.A. 
: 


wineisecie cai 


KARTSEV, G.N.; KOKOREVA, I.Yu.y SYRKIN, Ya.Ke} 


gi bond. Zhur. strukt. khin. 


Dipole moments of organic compounds with a Si~ (MIRA 18:7) 
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CHERNYSHEV,. Ye.A.; DOLGAYA, M.Ye.; LUBUZH, Ye.D. 


Addition of arylfluorosilicon hydrides to styrene. Izv. AN SSS, 
- Ser. khim. no.4:650-654 '65. (MIRA 1835) 
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Synthesis and test of the physiological sabes ae dieate 
of the kinin series. Fiziol. rast. 12 no.5:902-9 Seren 
i AN SSSR, Moskva 
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TITLE: Formation of radicals during the radiolysis of organic solids. Part 3: EPR 
spectra and radiation rae of radicals in certain organosilicon compounds 


SOURCE: Kinetika i eats, v. 7, no. 2, 1966, 230-236 


TOPIC TAGS: free radical, organosilicon compound, irradiation effect, EPR spectrum 


‘ABSTRACT: The EPR method was used to investigate the radical processes involved in 
the low-temperature radiolysis of certain organosilicon compounds with a view to de- 
termining the effect of the silicon atom entering into the aliphatic chain on the ef~ 
fectiveness and direction of primary radiochemical processes. The radiation yields 
of the radicals (Gp ) formed by irradiating the compounds with fast electrons at tem- - 
peratures from 2135 to -180°C were determined by the EPR method. It was found that 
Gp for saturated and aromatic substituted derivatives of tetramethylsilane did not 
UDC: 541.15-16 
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differ from Gp for hydrocarbons of similar structure and amounted to 4-5 1/100 ev and 
0.2-0.6 1/100 ev, respectively. For compounds of the general formula (CH3)3Si(CH2) 
CH=CH, (mn = 0, 1, 2), the radiation yield is Gp 1 1/100 ev, which is approximatel} 
4 times less than for hydrocarbons with double bond. Analysis of the EPR spectra ae 
showed that the introduction of a silicon atom in the aliphatic chain does not produce 
any appreciable changes in the radiolysis mechanism, Orig. art. has: 7 figures, 2 
tables, 5 formulas. pie M iret <i eras 
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TITLE: Structure of products of reactions of triorgenchalostlones with sodium tri- 
ethylphosphite and sodium dialkylphosphites ~ 
SOURCE: AN SSSR, sgvestiya. Seriya khimicheskaya, no. . 1966, 1391-1396 

TOPIC TAGS3 silane, phosphite, sulfur compound, phosphorus compound, sodium soaps 


to have the fo. ng course’ 
. ACs) SiBe + P(OC2Hs)3 => (Calls) sSiOP (OCalIs)2 + GHsBr 
(Cy) SiOP (OCHs)2 + (GH) SiBr + [(C2Hs)2Si0}:POCHs -+- ColsBr 
rf (Calis) :Si0},POCAHs + (Calls) SiBr—>: [(GHs)3Si0},P + GH;Br © 


i. ©.;\to form derivatives of trivalent phosphorus containing the Si-O-P group. Sine 
ae, the reactions 


ABSTRACT? (CoH ne and P(OC2is)3 were reacted at 155-180°C. The ‘reaction is 5 
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. TITLSs Tin-containing synthetic rubber 


| SOURCES Kauchuk 4 rezina, no. 11, 1966, 2 
; ; - 
' TOPIC TAGS: organotin compound, synthetic rubber ,copclymeri zation 


G ABSTRACT: A now type of tin-contiaining synthetic rubber (SKDOS-30) has been produced 
by .copolymerizing butadiene and p-trimethyltinstyrene at 60°C: 


i a eas ls . [( City CH= CH—CHy~)y— CHCl ‘ 
a ' ; ae OC 3 C 
“4 . ; : ductiy, . dicts) 


i 
! The yield of the copolymer was 60-70%. At the-end of the reaction, the latex was 
| stabilized with a 2% alcohol solution of naozone D, The latex was coagul-ced with a 


Lap 


l cara 1/2. = UDG: (678.762.24678 86) .547.07.004.12 
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